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POROUS SILICA AEROGEL COMPOSITE
MEMBRANE AND METHOD FOR MAKING
THE SAME AND CARBON DIOXIDE
SORPTION DEVICE

BACKGROUND OF THE INVENTION

1. Field of the Invention

The present mnvention 1s generally related to a membrane
and method for making the same, and more particularly to
a porous silica acrogel composite membrane and method for
making the same and a carbon dioxide sorption device.

2. Description of the Prior Art

Due to discharge large amount of greenhouse gas, global
warming becomes serious day by day. Carbon dioxide
among discharged gas has the largest discharge amount and
thus various carbon dioxide capture techmques have been
developed. These carbon dioxide capture techniques should
be selected accordingly based on their application conditions
and merits or demerits for various application environments.

The carbon dioxide capture techmiques include, for
example, cryogenic separation, physical adsorption, chemi-
cal adsorption, and membrane separation. Cryogenic sepa-
ration uses pressurization and condensation to liquety CO,
and then uses boiling point differences to separate CO,, by
distillation. Due to high power consumption during cryo-
genic separation process, it 1s more suitable for high added
value applications. Physical adsorption uses adsorption
maternals for gas separation, such as active carbon, molecu-
lar sieves, zeolites but the selection of the adsorption mate-
rial affects the separation efliciency. The chemical absorp-
tion uses absorbents to absorb CO,. Besides, the carbon
dioxide absorbent includes, for example, alkaline solution
like sodium hydroxide solution, mmorganic absorbent like
sodium carbonate, potassium carbonate, and ammonia
water, alkanolamine solution like primary alkanolamine,
secondary alkanolamine, tertiary alkanolamine, and steric
hindered alkanolamine solutions. Furthermore, for example,
the aerogel sorbents disclosed in US patent publication no.
2013/0287661 1s formed by amino-group containing alkox-
ysilane where the amino group 1s used to attract CQO.,,.

Membrane separation uses a membrane as a barrier for
allowing gas passage or blockage and utilizes different types
of the separation mechanisms to achieve separation ellect.
For example, various membranes such as dense gas sepa-
ration membrane, facilitated transport mechanism and
porous mechanism can be used.

In the above carbon dioxide capture techniques, cryogenic
separation and physical adsorption are suitable for high
partial pressure of CO, while chemical absorption and
membrane separation are still applicable for low partial
pressure of CO,. However, physical adsorption and chemi-
cal absorption have the problem of CO,, saturation of adsorp-
tion materials or absorbents. Membrane separation uses gas
selectivity for separation and has a problem of little or
limited CO,, processing quantity. Therefore, the method of
combining chemical absorption and membrane separation 1s
expected to not only increase the CO, processing quantity
but also circulate CO, absorbents to resolve the saturation
problem. Thus, a suitable membrane and a CO, absorbent
can be properly chosen to form a novel porous silica acrogel
composite membrane and method for making the same and
a carbon dioxide sorption device so as to achieve optimum
CO, sorption quantity and long-term effective CO,, capture
for reducing operation cost of CO, capture and reducing
required energy consumption to fulfill the industrial require-
ments.

10

15

20

25

30

35

40

45

50

55

60

65

2
SUMMARY OF THE

INVENTION

In light of the above background, in order to fulfill the

requirements of industries, one object of the present mnven-
tion 1s to provide a porous silica aerogel composite mem-
brane and method for making the same by using a methyl-
trimethoxysilane precursor to form a porous silica aerogel
membrane on a porous aluminum oxide membrane to have
the pore size of the porous aluminum oxide membrane be
shrunk and have the porous aluminum oxide membrane
become hydrophobic for CO, sorption.

Moreover, one object of the present invention 1s to pro-
vide a carbon dioxide sorption device by using a membrane
contactor and the porous silica acrogel composite membrane
according to the present invention to not only increase the
CO, processing quantity but also circulate CO,, absorbents
so as to achieve optimum CO,, sorption quantity and long-
term ellective CO, capture for reducing operation cost of
CO, capture and reducing required energy consumption.

In order to achieve the above objects, one embodiment of
the present invention provides a method for making a porous
silicon oxide aerogel composite membrane, comprising:
providing a porous aluminum oxide membrane having a
plurality of macro pores with an average diameter larger
than 50 nm wherein the porous aluminum oxide membrane
has a first side and a second side; providing a silica sol
prepared by a methyltrimethoxysiliane precursor; perform-
ing a gelation procedure, dipping at least one side of the
porous aluminum oxide membrane, the first side, the second
side or the first and the second sides, 1into the silica sol to
form a membrane coated with gel on its surface; performing
an aging procedure, dipping the membrane coated with gel
on its surface into ethanol for a predetermined period of
aging time to form a composite membrane; performing a
solvent exchange procedure, dipping the composite mem-
brane after the aging procedure into n-hexane for a prede-
termined period of solvent exchange time; and performing a
drying procedure, drying the composite membrane after the
solvent exchange procedure so as to obtain the porous
aluminum oxide membrane having porous silicon oxide
acrogel as the porous silicon oxide aerogel composite mem-
brane.

Moreover, another embodiment of the present invention
provides a porous silicon oxide aerogel composite mem-
brane, comprising: a porous aluminum oxide membrane
having a plurality of macro pores with an average diameter
larger than 350 nm wherein the porous aluminum oxide
membrane has a first side and a second side; and a porous
silica aecrogel membrane formed on at least one side of the
porous aluminum oxide membrane and the macro pores on
surface layers of the porous aluminum oxide membrane
wherein the porous silica aerogel membrane has a plurality
of meso pores with an average diameter of 2~50 nm and 1s
derived from a methyltrimethoxysilane precursor by a sol-
gel synthetic method.

Furthermore, one other embodiment of the present inven-
tion provides a carbon dioxide sorption device, comprising;:
a membrane contactor, having a gas phase end, a liquid
phase end and a porous silicon oxide aerogel composite
membrane between the gas phase end and the liquid phase
end; wherein the gas phase end has gas including carbon
dioxide pass by and 1s in contact with the gas including
carbon dioxide; the liquid phase end has liquid including an
amine compound pass by and i1s 1 contact with liquid
including an amine compound; and the porous silicon oxide
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acrogel composite membrane being hydrophobic 1s the
porous silicon oxide aerogel composite membrane accord-
ing to the present invention.

According to the porous silica aecrogel composite mem-
brane and method for making the same of the present
invention, a porous silica acrogel composite membrane with
one side (or one of two main surfaces of the membrane)
being hydrophobic or with two sides being hydrophobic 1s
provided and can be applied as a separation membrane for
the method combinming chemical absorption and membrane
separation with no disadvantages in the prior arts like
overtlow, tunneling phenomena 1n a traditional separation
system or gigantic equipment size. Moreover, according to
the carbon dioxide sorption device of the present invention,
the porous silica aerogel composite membrane being hydro-
phobic according to the present invention 1s used in the
membrane contactor and has the advantages of being hard to
be swelling compared to organic membranes, high chemical
resistance and high mechanical strength. Thus, 1t can not
only increase the CO, sorption quantity but also prolong
CO, capture effect to reduce operation cost of CO,, capture
and reduce required energy consumption.

BRIEF DESCRIPTION OF THE DRAWINGS

FIG. 1 shows a cross-sectional schematic diagram illus-
trating a porous silica acrogel composite membrane accord-
ing to one embodiment of the present invention where (a)
shows the composite membrane having one side with porous
silica aerogel and (b) shows the composite membrane hav-
ing two sides with porous silica aerogel;

FIG. 2 shows a flow chart of a method for making a
porous silica aerogel composite membrane according to one
embodiment of the present ivention;

FIG. 3 shows a schematic diagram illustrating the rela-
tionship between a molar ratio of ethanol to the precursor
during condensation reaction and carbon dioxide flux of the
resulting composite membrane in the method of making the
porous silica aerogel composite membrane according to one
embodiment of the present invention;

FIG. 4 shows a schematic diagram illustrating the rela-
tionship between a molar ratio of ethanol to the precursor
during condensation reaction and the contact angle of the
resulting composite membrane in the method of making the
porous silica aecrogel composite membrane according to one
embodiment of the present invention;

FIG. 5 shows a schematic diagram illustrating a carbon
dioxide sorption device according to one embodiment of the
present mvention; and

FIG. 6 shows a schematic diagram 1llustrating the rela-
tionship between carbon dioxide sorption flux and time 1n a
reusability test of the porous silica aerogel composite mem-
brane 1n the carbon dioxide sorption device according to one
embodiment of the present invention.

DESCRIPTION OF THE PREFERRED
EMBODIMENTS

What 1s probed into the invention 1s a porous silica
acrogel composite membrane. Detail descriptions of the
steps, structure and elements will be provided 1n the fol-
lowing in order to make the mmvention thoroughly under-
stood. Obviously, the application of the invention is not
coniined to specific details familiar to those who are skilled
in the art. On the other hand, the common steps, structures
and elements that are known to everyone are not described
in details to avoid unnecessary limits of the invention. Some
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4

preferred embodiments of the present invention will now be
described 1n greater detail in the following. However, it
should be recognized that the present invention can be
practiced 1mn a wide range ol other embodiments besides
those explicitly described, that 1s, this invention can also be
applied extensively to other embodiments, and the scope of
the present invention i1s expressly not limited except as
specified in the accompanying claims.

According to a first embodiment of the present invention,
a porous silicon oxide aerogel composite membrane 1is
disclosed. The porous silicon oxide aerogel composite mem-
brane includes: a porous aluminum oxide membrane having
a plurality of macro pores with an average diameter larger
than 50 nm wherein the porous aluminum oxide membrane
has a first side and a second side; and a porous silica aerogel
membrane formed on at least one side of the porous alumi-
num oxide membrane and the macro pores on surface layers
of the porous aluminum oxide membrane wherein the
porous silica aerogel membrane has a plurality of meso
pores with an average diameter of 2~50 nm and 1s dertved
from a methyltrimethoxysilane precursor by a sol-gel syn-
thetic method. The “macro pores” 1n this specification means
cavities larger than 50 nm while the “meso pores” means
cavities between 2~50 nm.

Specifically, FIG. 1 shows a cross-sectional schematic
diagram 1illustrating a porous silica aerogel composite mem-
brane according to one embodiment of the present invention
where (a) shows the composite membrane having one side
with porous silica aerogel and (b) shows the composite
membrane having two sides with porous silica aerogel.
Symbol “11” represents a porous aluminum oxide mem-
brane and Symbol “12” represents a porous silica aerogel
membrane.

In one embodiment, the porous silicon oxide aerogel has
a thickness of 40~50 nm.

In one embodiment, the porous silica aerogel membrane
are formed on the first side or the second side of the porous
aluminum oxide membrane and the first side or the second
side formed with the porous silica aerogel membrane 1s
hydrophobic. That 1s, FIG. 1(a) shows the composite mem-
brane having one side with porous silica aerogel.

In one embodiment, the porous aluminum oxide mem-
brane having a plurality of macro pores with an average
diameter of 1~1.2 um.

According to a second embodiment of the present inven-
tion, a method for making a porous silicon oxide aerogel
composite membrane 1s disclosed. FIG. 2 shows a flow chart
of a method for making a porous silica aerogel composite
membrane according to one embodiment of the present
invention. The method sequentially performs the following
steps: providing a porous aluminum oxide membrane 401
having a plurality of macro pores with an average diameter
larger than 350 nm wherein the porous aluminum oxide
membrane has a first side and a second side; providing a
silica sol 402 prepared by a methyltrimethoxysiliane pre-
cursor; performing a gelation procedure 403, dipping at least
one side of the porous aluminum oxide membrane, that 1is,
the first side, the second side or the first and the second sides,
into the silica sol to form a membrane coated with gel on 1ts
surface; performing an aging procedure 404, dipping the
membrane coated with gel on 1ts surface into ethanol for a
predetermined period of aging time to form a composite
membrane; performing a solvent exchange procedure 405,
dipping the composite membrane after the aging procedure
into n-hexane for a predetermined period of solvent
exchange time; and performing a drying procedure 406,
drying the composite membrane after the solvent exchange
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procedure so as to obtain the porous aluminum oxide
membrane having porous silicon oxide aerogel as the porous
silicon oxide aerogel composite membrane.

The resulting porous silicon oxide aerogel composite
membrane prepared by the above method 1s reviewed with
the eflects of the concentration of ammonia water and
adding quantity of ethanol during condensation reaction to
CO, sorption quantity. When the used ammonia water has
concentration between 8.5~29 wt %, the CO,, sorption quan-
tity of the resulting porous silicon oxide aerogel composite
membrane increases with the increase of ammonia concen-
tration at the beginning, then reaches the optimum value (or
maximum) and finally decreases with the further increase of
ammonia concentration. FIG. 3 shows a schematic diagram
illustrating the relationship between a molar ratio of ethanol
to the precursor (EtOH,, /MTMS where EtOH,, ,represents
the number of moles of ethanol added during condensation
reaction and MTMS represents the number of moles of
methyltrimethoxysilane) during condensation reaction and
carbon dioxide flux of the resulting composite membrane 1n
the method of making the porous silica aerogel composite
membrane according to one embodiment of the present
invention. FIG. 4 shows a schematic diagram illustrating the
relationship between a molar ratio of ethanol to the precur-
sor during condensation reaction and the contact angle of the
resulting composite membrane in the method of making the
porous silica aerogel composite membrane according to one
embodiment of the present mvention. In FIGS. 3 and 4,
during making the porous silicon oxide aerogel composite
membrane, the molar ratio of ethanol to the precursor during
condensation reaction 1s preferably 0.5~1.5, more preferably
1.0. Ammonia water 1s used as an alkaline catalyst. The
resulting composite membrane (shrunk pore size) has a

contact angle over 125° on 1ts surface to presume that the
hydrophobic moiety (—CH,) 1s gratted on the surface of the
membrane.

In the above method, the silica sol 1s prepared by hydro-
lysis reaction of a methyltrimethoxysiliane precursor added
with ethanol and hydrochloric acid and then condensation
reaction through adding ethanol and ammonia water to stir
until becoming homogenizing. Specifically, for example,
2.04 ¢ of methyltimethoxysiliane, 2.07 g of ethanol and
0.27 g of hydrochloric acid (concentration of 0.14 wt %) are
mixed 1n a wide-mouth bottle and stirred for 90 minutes at
room temperature. Then, 0.69 g of ethanol (ETOH,, ,) and
0.69 g of ammoma water (concentration of 17 wt %) are
added and then the mixture 1s stirred for 30 minutes at room
temperature to perform condensation reaction. After becom-
ing homogenizing, the silica sol 1s obtained.

In the gelation procedure, specifically for example the
porous aluminum oxide membrane 1s dipped into the silica
sol n a container and the hydrolysis and condensation
reaction at room temperature 1s performed after the con-
tainer 1s sealed to wait for gelation. The gelation time 1s
about 2~20 hrs.

In the aging procedure, specifically for example the
composite membrane after gelation 1s taken out to have
intact gel on the surface of the membrane and then dipped
in ethanol to perform aging procedure. In order to eflectively
strengthen porous structure of gel, ethanol solution 1s
replaced with new every 24 hrs. The predetermined period
of aging time 1s 30~60 hrs and preferably 48 hrs.

In the solvent exchange procedure, specifically for
example the composite membrane 1s dipped in n-hexane for
about 24 hrs to remove ethanol and unreacted substances 1n
the membrane. That 1s, the predetermined period of solvent
exchange time 1s 24 hrs.
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According to a third embodiment of the present invention,
a method for making a porous silicon oxide aerogel com-
posite membrane 1s disclosed. The method sequentially
performs the following steps: first, 1.36 g of precursor
MTMS, 1.38 g of ethanol and 0.18 g of hydrochloric acid are
mixed 1 a container, it 15 continued stirring at room tem-
perature for 90 minutes; following 1t 1s added by 0.69 g of
cthanol and 0.69 g of aqueous ammonia 1n the container, and
then 1t was continued stirring at room temperature for 30
minutes. After mixing, 1t 1s a silica sol. It 1s dipping at least
one side of the porous aluminum oxide membrane, that is,
the first side, the second side or the first and the second sides,
into the silica sol to form a membrane coated with gel on 1ts
surface; it 1s dipping the membrane coated with gel on its
surface 1nto ethanol for a predetermined period of aging time
to form a composite membrane and changed the ethanol
every day; 1t 1s taked out the dipping the membrane coated
with gel on its surface into ethanol for a predetermined
period of aging time to form a composite membrane; then,
it 1s taked out the dipping composite membrane after the
aging and put into n-hexane for a predetermined period of
solvent exchange time; finally, it 1s dried the composite
membrane after the solvent exchange procedure so as to
obtain the porous aluminum oxide membrane having porous
silicon oxide aerogel as the porous silicon oxide aerogel
composite membrane.

The resulting porous silicon oxide aerogel composite
membrane prepared by the above method 1s tested for
durability. It 1s found that CO, sorption flux changes with
time at different molar ratios of EtOH, /MTMS and can
reach steady flux for each molar ratio of EtOH,, /MTMS.
Besides, 1t 1s obvious that the molar ratio of EtOH,, /MTMS
has influence to required time to steady CO, sorption tlux.
When EtOH, /MTMS=1 and 0.5, only little time 1s
required to reach steady CO., sorption flux. Therefore, the
composite membrane of the present invention has applica-
bility.

The resulting porous silicon oxide aerogel composite
membrane prepared by the above method 1s tested for
reusability. At first, the porous silicon oxide aerogel com-
posite membrane 300 1s installed in the carbon dioxide
sorption device 100 shown in FIG. 5. FIG. 6 shows a
schematic diagram 1llustrating the relationship between car-
bon dioxide sorption flux and time 1n a reusability test of the
porous silica aerogel composite membrane 1n the carbon
dioxide sorption device according to one embodiment of the
present invention. The reusability test 1s done by the fol-
lowing steps. At first, the composite membrane undergoes
the CO,, sorption experiment for one day and then 1s flushed
with gas 1n a reverse direction. That 1s, gas flows from the
gas phase end (passing 210_) and the outlet valve 210_ . of
the gas phase end 210 1s closed to have gas pass through the
membrane 300 and discharged from the liquid phase end
220. Therefore, the degree of swelling of the membrane can
be reduced by the above process. Then, the CO, sorption
experiment 1s performed again. The result shows that the
composite membrane after flushed with gas in a reverse
direction twice can recover its sorption flux to the starting
sorption flux and can have the same steady sorption flux. It
proves that the composite membrane has high stability and
also excellent reusability. Thus, the composite membrane
according to the present invention has great potential indus-
trially.

Furthermore, the carbon dioxide sorption device 100
shown in FIG. 5 comprises: a membrane contactor 200,
having a gas phase end 210, a liqud phase end 220 and a
porous silicon oxide aerogel composite membrane 300
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between the gas phase end 210 and the liquid phase end 220.
The gas phase end 210 has gas including carbon dioxide pass
by and 1s 1n contact with the gas including carbon dioxide.
The liqud phase end 220 has liqud including an amine
compound pass by and 1s 1n contact with liquid including an
amine compound. The porous silicon oxide aerogel com-
posite membrane 300 1s hydrophobic and 1s prepared by the
above method according to the present invention. In FIG. 5,
210, represents the inlet valve of the gas phase end 210 and
210_ . represents the outlet valve of the gas phase end 210
while 220, represents the inlet valve of the liquid phase end
220 and 220_ . represents the outlet valve of the liquid phase

end 220. Wherein an operating condition as shown 1n table
1.

TABLE 1

200 sccm

([sccm] = em>/min)

100 cm”*/min

IM AMP + 0.2M PZ

CO5/N> = 9/91 (Volume ratio)
0.01 bar (Liqud > vapor)

Feed gas flow rate

Liquid feed rate

Absorber concentration

(3as feed concentration
(Gas-liquid two-phase pressure

The solution flowing by the liquid phase end 220 i1s an
amine compound. For example, the amine compound 1is
primary alkanolamine, secondary alkanolamine, tertiary
alkanolamine or steric hindered alkanolamine. Preferably,
the amine compound 1s steric hindered alkanolamine. The
steric hindered alkanolamine for example 1s 2-amino-2-
methyl-1-propanol or anhydrous piperazine.

In one embodiment, the porous silicon oxide aerogel has
a thickness of 40~50 nm.

In one embodiment, the porous silica acrogel membrane
are formed on only one side (the first side or the second side)
of the porous aluminum oxide membrane and the first side
or the second side formed with the porous silica aerogel
membrane 1s hydrophobic.

In one embodiment, the porous aluminum oxide mem-
brane having a plurality of macro pores with an average
diameter of 1~1.2 um. In one embodiment, the porous
aluminum oxide membrane has a thickness of 2.4 mm.

In conclusion, according to the porous silica aerogel

composite membrane and method for making the same of

the present imvention, a porous silica aerogel composite
membrane with one side (or one of two main surfaces of the
membrane) being hydrophobic or with two sides being
hydrophobic 1s provided and can be applied as a separation

membrane for the method combining chemical absorption
and membrane separation with no disadvantages in the prior

arts like overflow, tunneling phenomena in a traditional
separation system or gigantic equipment size. Moreover,
according to the carbon dioxide sorption device of the
present invention, the porous silica aecrogel composite mem-
brane being hydrophobic according to the present mnvention

10

15

20

25

30

35

40

45

50

1s used 1n the membrane contactor and has the advantages of 55

being hard to be swelling compared to organic membranes,
high chemical resistance and high mechanical strength.
Thus, 1t can not only 1ncrease the CO, sorption quantity but

also prolong CO, capture eflect to reduce operation cost of

CO, capture and reduce required energy consumption.
Obviously many modifications and variations are possible
in light of the above teachings. It 1s therefore to be under-
stood that within the scope of the appended claims the
present invention can be practiced otherwise than as spe-
cifically described herein. Although specific embodiments
have been 1llustrated and described herein, it 1s obvious to
those skilled in the art that many modifications of the present

60

65

8

invention may be made without departing from what 1s
intended to be limited solely by the appended claims.

What 1s claimed 1s:

1. A porous silicon oxide aerogel composite membrane,

comprising;

a porous aluminum oxide membrane which has a plurality
of macro pores with an average diameter larger than 50
nm, wherein the porous aluminum oxide membrane has
a first side and a second side; and

a porous silica aecrogel membrane with a thickness of
40~50 nm formed on at least one side of the porous
aluminum oxide membrane and the macro pores on
surface layers of the porous aluminum oxide mem-
brane, wherein the porous silica acrogel membrane has
a plurality of meso pores with an average diameter of
2~50 nm and 1s derived from a methyltrimethoxysilane

precursor by a sol-gel synthetic method.

2. The porous silicon oxide acrogel composite membrane
according to claim 1, wherein the porous silica aerogel
membrane with the thickness of 40~50 nm 1s hydrophobic.

3. The porous silicon oxide aerogel composite membrane
according to claim 1, wherein the porous aluminum oxide
membrane has a plurality of macro pores with an average
diameter of 1~1.2 um.

4. A carbon dioxide sorption device, comprising:

a membrane contactor which has a gas phase end and a
liquid phase end and a porous silicon oxide aerogel
composite membrane between the gas phase end and
the liquid phase end,

wherein the gas phase end has gas including carbon
dioxide pass by and 1s 1n contact with the gas including
carbon dioxide,

the liquid phase end has liquid including an amine com-
pound pass by and 1s 1n contact with liquid including an
amine compound, and

the porous silicon oxide aerogel composite membrane
being hydrophobic comprises:

a porous aluminum oxide membrane which has a plurality
of macro pores with an average diameter larger than 50
nm wherein the porous aluminum oxide membrane has
a first side and a second side; and

a porous silica aecrogel membrane with a thickness of
40~50 nm formed on at least one side of the porous
aluminum oxide membrane and the macro pores on
surface layers of the porous aluminum oxide mem-
brane, wherein the porous silica acrogel membrane has
a plurality of meso pores with an average diameter of
2~50 nm and 1s derived from a methyltrimethoxysilane
precursor by a sol-gel synthetic method.

5. The device according to claim 4, wherein the amine
compound 1s selected from a compound consisting of the
following or combination thereof: primary alkanolamine,
secondary alkanolamine, tertiary alkanolamine and steric
hindered alkanolamine.

6. The device according to claim 5, wherein the amine
compound 1s steric hindered alkanolamine.

7. The device according to claim 6, wherein the steric
hindered alkanolamine 1s 2-amino-2-methyl-1-propanol or
anhydrous piperazine.

8. The device according to claim 4, wherein the porous
silica aerogel membrane with the thickness of 40~50 nm 1s
hydrophobic.

9. The device according to claim 4, wherein the porous
aluminum oxide membrane has a plurality of macro pores
with an average diameter of 1~1.2 um.
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10. The device according to claim 4, wherein the porous
aluminum oxide membrane has a thickness of 2.4 mm.

¥ H H ¥ ¥
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